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DESCRIPTION 



DEVICE AND PRODUCTION METHOD FOR CONDUCTIVE 



PRODUCTION 

NANO-WIRE 



Technical Field 

The present invention relates to a method and an apparatus of manufacturing a 
secular assembly such as a nano-wire and a needle crystal. More specifically, 
the present invention relates to an electrolytic apparatus for manufacturing a 
nano-level minute molecular assembly such as a method of manufacturing a 
conductive nano-wire and a nano-level needle crystal, wherein an electrolytic crystal 
growing method is applied to the manufacture of a molecular assembly, and a 
method of manufacturing the electrolytic apparatus. 

Background Art 

As molecular-assembly growing methods, especially methods of growing a 
single-molecular assembly, a large number of methods, such as a liquid-phase 
epitaxial (LPE) method, a molecular-beam epitaxial (MBE) method, a chemical 
vapor transport (CVT) method, and a chemical vapor deposition (CVD) method, 
have been proposed. The use of these methods enables to obtain a relatively large 
single-molecular assembly or a single-molecular assembly film. A method of 
growing a crystal by an electrolytic method, which is a crystal-growing method 
utilizing an electrolytic reaction, has also been known (e.g., Lectures on 
Experimental Chemistry 12, Functionality of Substances, 4th Edition, pp. 40-45, 
Maruzen). 

I„ Japanese Patent Application Laid-Open No. 6-321686, a method of 
manufacturing a metallic-atom-doped carbon cluster compound, characterized in <ha. 
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a single-molecular assembly of the compound is grown in an organic solvent in 
which an organic salt of a metal and carbon clusters are dissolved in a cathode side 
using an electrolytic molecular-assembly growing method. 

When a molecular nano-wire is manufactured, the manufacture using a 
molecular vapor deposition method of a molecular beam method in ultra-high 
vacuum has been known. A method of manufacturing a molecular nano-wire by 
arranging dendrimers or closed-shell molecules, and a method of manufacturing a 
carbon nano-tube have also been known. 

However, conventional electrolytic methods aim at forming crystals as large 
as possible, but not forming nano-scale molecular assemblies. Also since 
conventional electrolytic methods aim at forming crystals of a milli-scale or larger, 
they have a problem that it is difficult to form high-purity crystals. The carbon 
cluster formed using the method of forming a carbon cluster described in Japanese 
Patent Application Laid-Open No. 6-321686 also has the size of millimeter units, and 
is not controlled at a molecular level. The invention described in the same patent 
aims at forming a larger single-molecular assembly, and not at forming a nano-scale 
molecular assembly as in the present invention. As a result, although the invention 
described in the same patent uses an electrolytic crystal growing method to form a 
molecular assembly, it does not use electrodes with a narrow gap between the 
electrodes, and only a molecular assembly of a millimeter level or a sub-millimeter 

level can be formed. 

Also when a nano-wire is manufactured using a molecular vapor deposition 
method or a molecular beam method under ultra-high vacuum, the vacuum apparatus 
is expensive and complicated, and a large-scale apparatus is required. There is also 
a problem of requiring labor even for producing a vacuum. In a molecular vapor 
deposition method or a molecular beam method under ultra-high vacuum, there is a 
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problem ft« a ***** group ,o cause interaction such as hydrogen bonds must be 
induced between molecules or between molecules and ,he substrate in order to fix 
mo.ecu.es with each other or m o,ecu.es with the substrate. When a nano-wrre ts 
formed in vacuum, there was a problem tha, the properties of the nano-wire change 
due to oxidation or the .ike when the vacuum is broken. Since convention. 
n a„o.wires(mo.ecularassemb,ies)werea S sembliesofmo,ecu.esd,a,hada 

cl osed-she,l structure (a strucrure having two eiectrons in a HOMO (highest occupred 
molecular orbi«a», and no molecules tha, had SOMO (semi-occupied molecular 
orbita,), there was a problem tha, only uano-wims mat had low electron mobility and 

poor conductivity. 

Furthermore, the providing of electronie circuits having nano-scale or 
sub .micro-sca,e functional sites, and electronic devices using such electronic circuits 
has been demanded. 



. Disclosure of the Invention 

At (eas, one of the above-described problems are solved by the invention 

described below. 

0) An electrolytic apparatus for producing a molecular assembly inclndmg: 
two electrodes, and 

„ electrolytic cel. for holding an elecrro.yre and tire two electrodes, wheretn 
the gap between me two electrodes is from 1 nm to .00 pm, and 
to mo.ecu.ar assemb.y is produced by allowing me electrolytic ce.l to hold 
a„ electrolyte containing molecu.es rha, is to constitute me molecular assembly, and 
applying a volrage across the two electrodes in the state wherein me electrolyte and 
fce rwo electrodes are in contact. By thus miniaturizing the gap between electrodes, 
a minute molecular assembly such as a conductive nano-wire can be formed. 
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(2) The electrolytic apparatus for producing a molecular assembly according to 

the above (1), further including: 

a voltage control device for controlling the voltage applied across the two 
electrodes, and/or a current control device for controlling the current supplied to the 
two electrodes, characterized in that the two electrodes are formed on a substrate. 
(3) An electrolytic apparatus for producing a molecular assembly includmg: 
two electrodes facing each other formed on a substrate, 
an electrolytic cell for holding an electrolyte and the substrate, and 
a voltage control device connected to the two electrodes for controlling the 
voltage applied across the two electrodes, wherein 
the electrolytic cell comprises: 
, electrolyte holder seetion for holding the electrolyte, and 
substrate plug section for plugging the substrate, 
*. two electrodes have respective protrusions located either between both 
ends of each electrode and extending toward the Cher electrode, or on one end of 
each electrode and extending toward the outer electrode by bending the each 

electrode at the one end; 

the gap between the closes, sites of the two electrodes formed on fine substrate 

is from 1 nm to 100 um; and 

,he molecular assembly is produced by allowing the electrolytic eel! to hold 
an dectrolyte containing mo.ecules that is to constitute the molecmar assemWy, and 
supplying a current to the two electrodes in the state wherein the e.e«ro.yte and the 
two electrodes are in contact. 

(4) The electrolytic apparatus for producing a molecular assembly according to 
the above (3), wherein 
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each end of the protrusions of the two facing electrodes faces each other in 
parallel, or is tapered as approaching the other protrusion; and the two electrodes 
have an insulated portion covered with an insulator; and 

*, site of the substrate p.ug section exposing the substrate when the substrate 
is plugged in the substrate plug section is covered with an insulator. 
(5) An electrolytic apparatus for producing a molecular assembly including; 

a substrate, a gate electrode formed on the substrate, an insulating layer 
covering the gate elecrrode, rwo facing electrodes formed on the insulating layer; 
an electrolytic cell for holding the electrolyte and the substrate; and 
a voltage contro. device connected to the gate electnode and two elecrrodes for 
controlling the voltages apptied across the gate e,ec,rode artd two e,ectrodes; wherem 
the electrolytic cell includes: 

an electrolyte holder section for holding the electrolyte, and 
a substrate plug section for plugging the substrate; 

the site of the substrate plug section exposing the substrate when the substrate 
is plugged in the substrate plug section is covered with an insulator; 

the two electrodes have respective protrusions located either between both 
ends of each electrode and extending toward the other electrode, or on one end of 
each electrode and extending toward the other electrode by bending the each 

electrode at the one end; 

each end of the protrusions of the two facing electrodes faces each other in 

parallel, or is tapered as approaching the other protrusion; 

the two electrodes have an insulated portion covered with an insulator; 

the gap between the closest sites of the two electrodes formed on the substrate 

is from 1 nm to 100 urn; 

ft. molecu.ar assembly is produced by anowing the electrolytic cel. ,0 hold 
an electrolyte containing molecn.es that is to constitute the molecular assembly, and 
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applying a voltage across the two electrodes in the state wherein the electrolyte and 
the two electrodes are in contact. 

(6) A method of fabricating an electrolytic apparatus for forming a molecular 
assembly, the apparatus including: 

two electrodes facing each other formed on a substrate, 

an electrolytic cell for holding an electrolyte and the substrate, and 

a voltage control device connected to the two electrodes through electrode 

lines for controlling the voltage applied across the two electrodes, the method 

including: 

a step for forming electrodes having a gap of from 1 nm to 1 00 |im between 
them on the substrate, by: 

a metallic-film forming step for forming a metallic film on the substrate; 

a resist layer forming step for forming a resist layer on the metallic film 
vapor-deposited in the metallic-film forming step; 

a light exposure step for exposing the resist layer formed in the resist layer 
forming step to a desired pattern; 

a developing step for developing the resist layer exposed in the light exposure 
step; and 

an etching step for etching the metallic film using the resist layer left after the 
developing step as a mask; wherein 

the molecular assembly is produced by allowing the electrolytic cell to hold 
an electrolyte containing molecules that is to constitute the molecular assembly, and 
applying a voltage across the two electrodes in the state wherein the electrolyte and 
the two electrodes are in contact. 

(7) A method of fabricating an electrolytic apparatus for forming a molecular 
assembly, the apparatus including: 

two electrodes facing each other formed on a substrate, 



an electrolytic cell for holding an electrolyte and the substrate, and 

a voltage control device connected to the two electrodes through electrode 

lines for controlling the voltage applied across the two electrodes; the method 

including: 

a step for forming electrodes having a gap of from 1 nm to 1 00 \xm between 
them on the substrate, by: 

a metallic-film forming step for forming a metallic film on the substrate; 

a resist layer forming step for forming a resist layer on the metallic film 
vapor-deposited in the metallic-film forming step; 

an electron beam radiating step for radiating electron beams onto the resist 
layer formed in the resist layer forming step to a desired pattern; 

a developing step for developing the resist layer irradiated in the electron 
beam radiating step; and 

an etching step for etching the metallic film using the resist layer left after the 
developing step as a mask; wherein 

the molecular assembly is produced by allowing the electrolytic cell to hold 
an electrolyte containing molecules that is to constitute the molecular assembly, and 
applying a voltage across the two electrodes in the state wherein the electrolyte and 
the two electrodes are in contact. 

(8) A method of fabricating an electrolytic apparatus for forming a molecular 

assembly, the apparatus including: 

two electrodes facing each other formed on a substrate, 

an electrolytic cell for holding an electrolyte and the substrate, and 

a voltage control device connected to the two electrodes through electrode 

lines for controlling the voltage applied across the two electrodes; the method 

including: 
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a step for forming on the substrate electrodes leaving a gap of from 1 nm to 
100 jam; by: 

a metallic-film forming step for forming a metallic film on the substrate; 

a photoresist layer forming step for forming a photoresist layer on the metallic 
film vapor-deposited in the metallic-film forming step; 

a light exposure step for exposing the photoresist layer formed in the 
photoresist layer forming step to a desired pattern; 

a first developing step for developing the photoresist layer exposed in the 
light exposure step; 

a rough electrode-form forming step for forming a rough form of the electrode 
on the substrate by the step including a first etching step for etching the metallic film 
using the photoresist layer left after the first developing step as a mask; 

an electron beam resist layer forming step for forming an electron beam resist 
layer on the rough form of the electrode formed in the rough electrode-form forming 
step; 

an electron beam radiating step for radiating electron beams onto the electron 
beam resist layer formed in the electron beam resist layer forming step to a desired 
pattern; 

a second developing step for developing the electron beam resist layer 
irradiated in the electron beam radiating step; and 

a second etching step for etching the metallic film using the electron beam 
resist layer left after the second developing step as a mask; wherein 

the molecular assembly is produced by allowing the electrolytic cell to hold 
an electrolyte containing molecules that is to constitute the molecular assembly, and 
applying a voltage across the two electrodes in the state wherein the electrolyte and 
the two electrodes are in contact. 
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(9) A method of forming a molecular assembly to form a molecular assembly by 
allowing an electrolytic cell to hold an electrolyte containing molecules that 
constitute a molecular assembly, and applying a voltage across the two electrodes in 
the state wherein the electrolyte and the two electrodes are in contact; including: 

an electrode adjusting step for adjusting the gap between the two electrodes to 
from 1 nm to 1 00 ^im; 

an electrode mounting step for mounting the two electrodes onto the 
electrolytic cell; 

an electrolyte preparing step for dissolving the molecular assembly in an 
organic solvent; 

an electrolyte injecting step for injecting the electrolyte into the electrolytic 
cell; and 

an electrolyzing step for applying an electric current of 1 nA to 1 mA across 
the two electrodes for a period of 10 days or below to make the potential difference 
between the two electrodes 10 mV to 20 V. 

(10) The method of forming a molecular assembly according to claim 9, wherein 
the voltage to be applied is a DC voltage or an AC voltage. In this case, the 
potential difference described in (9) means the maximum voltage. 

(11) A molecular assembly having a width between the size of one constituent 
molecule to 1 jum and a length of 1 nm to 500 j^m, and comprising an organic 
conductor composed of an organic compound having a 7r-electron system as the 
constituent molecule. The term constituent molecule used herein means, for 
example, a phthalocyanine molecule and the like. 

(12) The molecular assembly according to the above (11), wherein the 
conductivity of the molecular assembly is 1 S-cm" 1 or more. The conductive 
molecular assembly is a preferable molecular assembly in the present invention. 



(13) A method of fabricating a electrically conductive nano-wire containing a 
molecular assembly of a diameter of 1 nm to 1 |im and a length of 1 nm to 500 ^im 
using an electrolyte containing an organic conductor having ^-electrons, including: 

a step for fabricating the molecular assembly by applying a DC voltage and/or 
an AC voltage having the maximum potential difference of 10 mV to 20 V for 1 
second to 10 days across the two electrodes having a gap between the closest sites of 
the two electrodes of from 1 nm to 1 00 |am. 

(14) The method of fabricating a electrically conductive nano-wire according to 
the above (13), wherein the organic conductor having 7r-electrons is a cyanocobalt 
complex of phthalocyanine. 

(15) The method of fabricating a electrically conductive nano-wire according to 
the above (13), wherein the organic conductor having 7i-electrons is tetraphenyl 
phosphonium dicyanocobalt (III) phthalocyanine, and the conductivity of the 
molecular assembly is 1 S-cm" 1 or more. 

(16) A method of fabricating an electrically conductive nano-wire using an 
electrolytic apparatus including: 

two electrodes facing each other formed on a substrate, 
an electrolytic cell for holding an electrolyte and the substrate, and 
a voltage control device connected to the two electrodes, for controlling a 
voltage applied to the two electrodes; wherein 
the electrolytic cell includes: 

an electrolyte holder section for holding the electrolyte, and 
a substrate plug section for plugging the substrate; 

the site of the substrate plug section exposing the substrate when the substrate 
is plugged in the substrate plug section is covered with an insulator; 

the two electrodes have respective protrusions located either between both 
ends of each electrode and extending toward the other electrode, or on one end of 



each electrode and extending toward the other electrode by bending the each 
electrode at the one end; 

each end of the protrusions of the two facing electrodes faces each other in 
parallel, or is tapered as approaching the other protrusion; 

the two electrodes have an insulated portion covered with an insulator; and 

the gap between the closest sites of the two electrodes formed on the substrate 
is from 1 nm to 100 ^im; 

the method including a step for forming a molecular assembly having a 
diameter of 1 nm to 1 |am and a length of 1 nm to 500 |im, by allowing the 
electrolytic cell to hold an electrolyte containing tetraphenyl phosphonium 
dicyanocobalt (III) phthalocyanine, which are molecules that are to constitute a 
molecular assembly, and acetonitrile; and 

applying a DC voltage and/or an AC voltage having the maximum potential 
difference across two electrodes of 10 mV to 20 V across the two electrodes for 0.01 
seconds to 1 0 days in the state wherein the electrolyte and the two electrodes are in 
contact. 

(17) A method of fabricating an electronic circuit including: 

a step for exposing the gap of an electronic circuit ranging from 1 nm to 100 
jim to an electrolyte containing an organic conductor having 7i-electrons; and 

a step for applying a voltage across the electronic circuit, and exposing the 
gap using a conductive molecular assembly produced in the gap. 

(18) A method of fabricating an electronic circuit having a connecting portion of a 
conductive molecular assembly, including a step for exposing an electronic circuit 
having a gap of from 1 nm to 1 00 [im to be filled by the conductive molecular 
assembly to an electrolyte containing an organic conductor having 7i-electrons; and 

a step for filling the gap using the conductive molecular assembly produced in 
the gap. 
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(19) A method of fabricating an electronic circuit having a connecting portion of a 
conductive molecular assembly, including a step for exposing an electronic circuit 
having a gap with the distance of one to ten molecules to be filled by the conductive 
molecular assembly to an electrolyte containing an organic conductor having 
71-electrons; and 

a step for filling the gap using the conductive molecular assembly produced in 
the gap. 

Brief Description of the Drawings 

Figure 1 is a schematic diagram of an electrolytic cell; 

Figures 2 (a) and 2 (b) are schematic diagrams (top views) of an electrolytic 

cell; 

Figures 3 (a), (b) and (c) are schematic diagrams of respective electrodes; 
Figures 4 (a), (b) and (c) are schematic diagrams of respective protrusions (A 
in Figure 3 (a), or the like); 

Figure 5 is a diagram showing an example of electrodes on a substrate; Figure 

5 (a) being a plan and Figure 5 (b) being a sectional view; 

Figure 6 is a diagram showing an example of electrodes on a substrate; Figure 

6 (a) being a plan and Figure 6 (b) being a sectional view; 

Figure 7 is a diagram showing an example of electrodes on a substrate; Figure 

7 (a) being a plan and Figure 7 (b) being a sectional view.; 

Figures 8 (a) 5 (b) and (c) are diagrams showing an example of electronic 
circuits of the present invention; 

Figure 9 is an SEM photo of a molecular assembly formed in Example 1-1 
substituting the diagram; 

Figure 10 is an SEM photo of a molecular assembly formed in Example 1-2 
substituting the diagram; 



Figure 1 1 is an SEM photo of a molecular assembly formed in Example 1-3 
substituting the diagram; 

Figure 12 is an SEM photo of a molecular assembly formed in Example 1-4 
substituting the diagram; 

Figure 13 is an SEM photo of a molecular assembly formed in Example 1-5 
substituting the diagram; 

Figure 14 is an SEM photo of a molecular assembly formed in Example 1-6 
substituting the diagram; 

Figure 15 is an SEM photo of a molecular assembly formed in Example 1-7 
substituting the diagram; 

Figure 16 is an SEM photo of a molecular assembly formed in Example 1-8 
substituting the diagram. Figure 16 (a) and Figure 16 (b) are 80,000x and 1,1 OOx 
SEM photos, respectively; 

Figure 17 is an SEM photo of a molecular assembly formed in Example 1-9 
substituting the diagram; 

Figure 18 is an SEM photo of a molecular assembly formed in Example 2-1 
substituting the diagram; 

Figure 19 is an SEM photo of a molecular assembly formed in Example 3-1 
substituting the diagram; 

Figure 20 is an SEM photo of a molecular assembly formed in Example 3-2 
substituting the diagram; 

Figure 21 is an SEM photo of a molecular assembly formed in Example 3-3 
substituting the diagram; 

Figure 22 is an SEM photo of a molecular assembly formed in Example 3-4 
substituting the diagram; 

Figure 23 is an SEM photo of a molecular assembly formed in Example 3-5 
substituting the diagram; and 
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Figure 24 is an SEM photo of a molecular assembly formed in Example 4-1 
substituting the diagram. 

Best Mode for Carrying Out the Invention 
[Electrolytic Apparatus] 

Figure 1 is a schematic diagram of an electrolytic apparatus of the present 
invention. 

In Figure 1 , the reference numeral 1 denotes an electrolytic cell, 2 denotes 
copper wires, 3 denotes a substrate plugging section, 4 denotes electrodes, and 5 
denotes a substrate. The electrolytic apparatus of the present invention has two 
electrodes (4) and an electrolytic cell (1). It is preferable that the electrolytic 
apparatus of the present invention has also a voltage control device (not shown) for 
controlling voltage applied across the two electrodes and/or a current control device 
(not shown) for controlling current supplied between the two electrodes. The 
electrolytic apparatus of the present invention forms a molecular assembly by 
allowing the electrolytic cell to hold an electrolyte containing molecules to constitute 
the molecular assembly, and by applying a voltage (or supplying a current) between 
the two electrodes in the state wherein the electrolyte and the two electrodes are in 
contact. 

A reference electrode and a potential measuring instrument for measuring the 
potential of the electrodes, a gate electrode and a computer for controlling may 
further be included. The electrolytic cell includes an electrolyte holding section for 
holding the electrolyte (solution), and a substrate plugging section for plugging the 
substrate. It is preferable that, for example, a clayey insulator is built up on the 
substrate plugging section as Figure 2 (a) shows. This plays a role of holding the 
substrate, and simultaneously protecting the electrodes. Such an insulator is 
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preferably putty. In Figure 2 (a) 5 the reference numeral 2 denotes copper wires, 3 

denotes a substrate plugging section, and 6 denotes an insulator: 

[Substrate] 

The substrate of the present invention is preferably a substrate on which at 
least two electrodes can be mounted. The materials for the substrate include a glass 
substrate, a silicon substrate and a plastic substrate; however, the materials are not 
limited thereto if suited as a substrate for photolithography or electron beam 
lithography. The shape of the substrate is preferably rectangular parallelepiped. 
The length of the substrate is preferably 0.1 mm to 10 cm, more preferably 1 mm to 5 
cm, further preferably 1 cm to 4 cm, and most preferably 2 cm to 3 cm. The 
substrate is preferably used after cleaned so as not to contain impurities. 
[Electrode] 

The electrodes in the present invention preferably include two electrodes 
facing each other and are mounted on a substrate. As Figures 6 (a) and 6 (b) show, 
a part of the two electrodes facing each other has preferably an insulated region 
covered with an insulator. The insulated regions include regions that use the 
surfaces of the electrodes other than surfaces closest to each electrode as the 
insulated region, as Figures 5 (a) and 5 (b) show; and when the electrodes have 
protrusions, regions that use the areas other than the protrusions as the insulated 
region, as Figures 7 (a) and 7 (b) show. In Figures 5 (a) and 5 (b), the reference 
numeral 4 denotes electrodes, 5 denotes a substrate and 15 denotes insulating layers. 
In Figures 7 (a) and 7 (b), the reference numeral 4 denotes electrodes, 5 denotes a 
substrate, 15 denotes an insulating layer and 16 denotes a gate electrode. 

As Figures 6 (a) and 6 (b) show, the one including a gate electrode (16) 
formed on a substrate (5) and two electrodes (4) facing each other formed on 
insulating layers (15) that cover the gate electrode is preferable because it can 
function as an FET (field-effect transistor). In Figures 6 (a) and 6 (b), the reference 



- 16 - 

numeral 4 denotes electrodes, 5 denotes a substrate, 15 denotes an insulating layer 
and 16 denotes a gate electrode. 

The materials of the electrodes formed on the substrate include electrically 
conductive materials, such as gold, platinum, copper and graphite, among which gold 
and platinum are preferable; however, the materials are not limited thereto, as long as 
the material is suitable for the above-described lithography. 

It is preferable that at least two electrodes are formed on the substrate; 
however, the electrolytic cell may play a role of one of the electrodes. A gate 
electrode or a reference electrode may also be formed; and an electrode for 
measuring the properties of the electrolyte or the like may also be formed. 

As the configuration of the electrodes, a configuration where two electrodes 
face each other as shown in Figure 3 (b) is preferable; and having a protrusion 
located between both ends of each electrode and extending the other electrode, as 
shown in Figure 3 (c), or having a protrusion located on one end of each electrode 
and extending toward the other electrode by bending the each electrode at the one 
end, as shown in Figure 3 (a). This is because such shaped can effectively form a 
molecular assembly such as a conductive nano-wire. In Figures 3 (a), 3 (b) and 3 
(c), the reference numeral 4 denotes electrodes, 1 1 denotes a gap and 12 denotes 
protrusions. 

The shape of the protrusions is preferably such that the end of each of the gap 
portions of the two facing electrodes faces each other in parallel as exemplified in 
Figure 4 (a); more preferably such that the end of the gap portion of the two facing 
electrodes is tapered with approaching the other gap portion as exemplified in 
Figures 4 (b) and 4 (c); among which the stepwise shape as shown in Figure 4 (c) is 
preferable. 
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The gap (11) between the electrodes is preferably from 1 nm to 100 jam, more 
preferably 1 nm to 1 jam, and further preferably 1 nm to 200 nm; however, it is not 
limited thereto if it is suited for the length of a desired nano-wire. 

The width of the electrodes is preferably 0.5 nm to 1 cm, and more preferably 
0.5 nm to 200 nm, or 1 mm to 3 mm. 

The length of the electrodes is preferably 1 nm to 25 mm. 

It is preferable that the electrodes are immersed in an electrolyte. Preferably, 
20% or more of the volume of the electrodes are immersed, more preferably 50% or 
more of the volume of the electrodes are immersed, and further preferably 80% or 
more of the volume of the electrodes are immersed. 

It is also preferable that the electrolyte is dropped between the electrodes to 
perform electrolysis on the substrate. 
[Voltage Control Device] 

The voltage applied across the electrodes is preferably controlled by a voltage 
control device which is connected to the electrodes. It is more preferable that there 
is a reference electrode in the electrolytic cell and the potential difference between 
the electrodes can be measured, and based on the measure results, the voltage applied 
across the electrodes can be controlled. The current control device for controlling 
the current supplied between the electrodes may also be used together with or in 
place of the voltage control device. 
[Method of Fabricating Electrodes] 

It is preferable in the present invention that the electrodes are formed on a 
substrate. The methods of forming electrodes on a substrate include a mask vapor 
deposition method, a photolithography method, an electron beam lithography method, 
and a combination thereof; however, the methods are not limited thereto. 

In the mask vapor deposition method, a mask wherein a pattern to be an 
electrode is cut out is laid over the substrate, and a metallic film is vapor-deposited 
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from the above. Thereafter, the mask is removed from the substrate. Thus, the 
metallic film is deposited only on the area to be the electrode, and a minute electrode 
can be formed. 

The electrode formation using the photolithography method includes a 
metallic film forming step for forming a metallic film on a substrate; a resist layer 
forming step for forming a resist layer on the metallic film vapor-deposited in the 
metallic film forming step; a light exposure step for exposing the resist layer formed 
in the resist layer forming step to a desired pattern; a developing step for developing 
the exposed resist layer; and an etching step for etching the metallic film using the 
resist layer left after developing as a mask. The resist for forming the resist layer is 
not specifically limited as long as it is a photoresist. 

The electrode formation using the electron beam lithography method includes 
a metallic film forming step for forming a metallic film on a substrate; a resist layer 
forming step for forming a resist layer on the metallic film vapor-deposited in the 
metallic film forming step; an electron beam radiation step for radiating electron 
beams onto the resist layer formed in the resist layer forming step to a desired 
pattern; a developing step for developing the electron beam irradiated resist layer; 
and an etching step for etching the metallic film using the resist layer left after 
developing as a mask. The resist for forming the resist layer is not specifically 
limited as long as it is an electron beam resist. 
[Method for Forming Molecular Assembly] 

It is preferable that the method of forming a molecular assembly of the 
present invention is carried out using the above-described electrolytic apparatus. 
When the molecular assembly is formed, it is preferable to use a solution 
(electrolyte) wherein a substance for forming the molecular assembly (a molecular 
species to constitute the molecular assembly) is dissolved. It is preferable that the 
molecular assembly is formed using an electrolytic method wherein a voltage is 
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applied to the electro.yte wherein a subs.ar.ee for forming the moleeolar assembly is 
dissolved by action of me above-described elecuodes. In me presen. invenuon, a 
minu ,e molecular assembly having a minute gap (sueh as a needle erystal and a 
nano-wire) ean be formed. In a eonvenrional moleeular vapor deposition method 
carried ou, in ultra-high vaeuum or molecular beam memod, a functional group 
causing interaction such as hydrogen bond had to be introduced between molecules 
W hen a molecular assembly such as a nano-wire was formed. The obtamed 
secular assembly was a molecular assembly having a closed-shell structure, and 
since HOMO is occupied by two electrons, charge transfer was difficult to occur, and 
„n,y a mo.ecu.ar assembly having no therma. and Cectrica. conductivity (insu.a.or) 
was formed. However, in me e.ecrro.yfic crysta. growing memod (electrolyttc 
nremod) of me presen, invention, electrons are extracted from a par, of or entire 
HOMO of me closed-shel. molecules, and me state wherein a par, of or enure 
modular assembly has become SOMO can be produced. In me presen, invenuon, 
by growing a needle crystal or a nano-wire in an electric field, the needle crystal or 
,he nano-wire can be grown utilizing charge-transfer interaction. As a result, a 
.hermally and electrically conducive needle crys,al or nano-wire can be formed. 

The substances ,o be a molecular assembly include an organic conductor, and 
a compound to form a conductor using an electrolytic method is more preferable. 

Organic conductors include organic compounds that have a-electrons, among 
which TTF derivatives including BEDT-TFF derivatives, dmi, complexes, porphynn 
complexes and phlhalocyanines are preferable. 

The compounds tha, form electrical conductors using an electrolytic method 
include condensed polyeyclic hydrocarbon derivatives, heterocyclic compound 
derivatives, hetero-polycyclic compound derivatives, and complexes containing these 
derivatives, among which TTF derivatives including BEDT-TFF derivatives, dm,, 
complexes, porphyrin complexes and ph.halocyan.nes are preferable, 
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phthalocyanines and porphyrins are more preferable, and TPP[Co(Pc)(CN 2 )] 
(tetraphenylphosphonium dicyanocobalt (III) phthalocyanine) represented by 
Formula I is especially preferable. 




Formula I 
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Among porphyrins, a compound that has the basic skeleton represented by 
general formula III is preferable. 





Formula III 



The solvents for dissolving a substance to be a molecular assembly include 
organic solvents, among which acetonitrile, acetone, alcohols, benzene, halogenated 
benzene, 1-chloronaphthalene, dimethyl sulfoxide, N,N-dimethyl formamide, 
tetrahydrofuran, nitrobenzene, and pyridine are preferable; acetonitrile, acetone, 
ethanol, and methanol are more preferable; and acetone and acetonitrile are further 
preferable. As the proportion of the organic compound, the organic solvent wherein 
a substance to be a molecular assembly is saturated is exemplified; however, the 
proportion is not specifically limited. 

The current supplied between the electrodes may be either a direct current or 
an alternate current. The current supplied between the electrodes is preferably 1 nA 
to 1 mA, and more preferably 100 nA to 10 uA. The potential difference between 
the electrodes is preferably 10 mV to 20 V, more preferably 1 V to 5 V, and most 
preferably 2 V to 3 V. In the case of an alternate current, a frequency of 1 mHz to 1 
kHz is preferable, and a frequency of 500 mHz to 10 Hz is more preferable. In the 
case of an alternate current, although the waveforms include a sinusoidal wave, a 
square wave and a saw-tooth wave, a sinusoidal wave and a square wave are 
preferable, and a square wave is especially preferable. The amplitude in the case of 
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an alternate current is preferably 10 mV to 20 V, more preferably 1 V to 5 V, and 
most preferably 2.5 V to 5 V. The time for applying the voltage is, for example, 10 
days or less, preferably 0.001 seconds to 10 days, more preferably 1 second to 2 
days; however, the time suitable for the size and type of the molecular assembly to 

be formed, and the applied voltage may be selected. 

The temperature of the electrolyte is preferably -30°C to 200°C, more 

preferably -30°C to 120°C, and most preferably 15°C to 30°C. It is preferable that 

the electrolyte is not boiled or freezed. 

[Molecular Assembly] 

The molecular assemblies obtained using the method of forming molecular 
assemblies of the present invention include needle crystals and conductive 
nano-wires. The term nano-wire used herein means a linear substance of a width of 
the width of a molecule to 1pm and a length of the length of two molecules or 
longer, wherein molecules are regularly arrayed. 

The diameter of a needle crystal and a nano-wire is preferably 1 mn to 1 urn, 
and more preferably 1 nm to 200 mn. The length of the needle crystal is 10 nm to 
100 um. The molecular assembly of the present invention has the ratio of the long 
axis 1 to the short axis s (1/s) of preferably 1 or more, and more preferably 2 or more. 

As the method of forming molecular assemblies, the proportion of obtained 
molecular assemblies having a diameter of from 1 nm to 100 nm and a length of 10 
nm to 100 um is preferably 60% or more, further preferably 8 0 o/o or more, more 
preferably 90% or more, yet preferably 95% or more, and most preferably 99% or 
more. 

Particularly, the molecular assembly is constituted of repeated units each 
having preferably 1 to 100 regularly arranged rows of molecules constituting the 
molecular assembly, more preferably 1 to 50 rows, further preferably 1 to 20 rows, 
and most preferably 1, 2, 3, 4 or 5 rows. The needle crystal may be a wire-like 
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crystal bending to some extent. Since the redox reaction by electrolysis is used, 
condnctivity can be imparted to a nano-molecular assembly itself. Specifically, 
since fine molecular assembly does no. have a closed-sell structure as conventtonal 
nano-molecular assemblies, electron transfer easily occurs between molecules 
constituting the molecular assembly, the molecular assembly can be highly 
conductive. 

The conductivity of the molecular assembly is preferably controlled 
depending on the requirement of the conductive nano-wire or the like. Generally, 
the conductivity is preferably 1 S-crn" or higher and superconductivity or lower, 
more preferably 10 S-cm" 1 or higher and superconductivity or lower, further 
preferably 100 S-cm" 1 or higher and superconductivity or lower, and most preferably 
500 S-cm- or higher and superconductivity or lower; however, the conductivity may 
be 1 x 10 100 S-crn" 1 or lower, or may be 1 x 10 10 S-cm 1 or lower, and the 
conductivity preferable for the use can be selected. 

The shape of the molecular assembly is preferably linear, prismatic, columnar, 

and block-like; however, it is not specifically limited as long as the molecules are 

regularly arrayed. 

The molecular assembly is preferably grown on a substrate, more preferably 
grown on or around electrodes, and most preferably between electrodes, especially in 
the gap portion. The electrolytic cell is preferably left stationary during the 
growing period. 

The molecular assembly may be used as a conductive nano-wire as it is. 
Molecular assemblies may be bundled to form a conductive nano-wire, and 
molecular assemblies may be subjected to coupling treatment to, for example, 
conductive filler, and can be used as a conductive nano-wire. 
[Method of Fabricating Electronic Circuit] 



The present invention further provides a method of fabricating a functional 
electronic circuit, including a step for exposing the gap in an electronic circuit having 
a gap portion of from 1 nm to 100 |am with an electrolyte containing an organic 
conductor that has 7t-electrons; and a step for exposing the gap using a conductive 
molecular assembly formed in the gap when a voltage is applied to the electronic 
circuit. The present invention also provides a method of fabricating an electronic 
circuit having a connection portion formed of a conductive molecular assembly, 
including a step for exposing an electronic circuit having a gap portion of from 1 nm 
to 100 jam to be connected by a conductive molecular assembly with an electrolyte 
containing an organic conductor that has 7i-electrons; and a step for exposing the gap 
with conductive molecular assembly formed in the gap. For example, an electronic 
circuit having a gap as Figure 8 (a) shows is previously fabricated, and after masking 
the circuit portion, the circuit is immersed in an electrolyte (Figure 8 (b)), and a 
voltage is applied to the electronic circuit. Then, a conductive molecular assembly 
is formed in the gap portion, and connects the gap (Figure 8 (c)). By controlling the 
formed molecular assembly, various characteristics can be imparted to the electronic 
circuit. When, the electronic circuit is contacted to the electrolyte, the portions 
other than the gap portion (especially the circuit portion of the electronic circuit) are 
preferably masked so as not to directly contact the electrolyte. In Figures 8 (a), 8 
(b) and 8 (c), the reference numeral 2 1 denotes an electronic circuit, 22 denotes a gap, 
23 denoted a DC/AC power source, 25 denotes an electrolyte, and 27 denotes a 
molecular assembly. 

The conductive molecular assembly (conductive nano-wire) that connects the 
gap portion of the electronic circuit exhibits properties different from the properties 
of ordinary electronic circuits, such as a different conductivity. Utilizing the 
characteristics of the conductive molecular assembly portion, a functional electronic 
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circuit is fabricated. The electronic circuit fabricated using the above-described 
method can be used as it is as a chip, such as an IC. 

The conductive molecular assembly portion functions as an element such as a 
transistor and a tunnel element. The circuit portion has a different resistivity from 
the conductive molecular assembly portion. Therefore, if the conductive molecular 
assembly is controlled, an electronic circuit having an adequate resistance can be 
fabricated. 

As the gap portion of an electronic circuit, the present invention can 
preferably use a gap of an atom to about 1 0 atoms. For example, one or two atoms 
can be used for connecting the circuit to fabricate a connected device. Thereby, a 
functional element at a molecular level, such as an monatomic tunnel element and an 
monatomic transistor, can be fabricated. 

Examples 

[Example 1 : Fabrication of Electrolytic Cell] 

An electrolytic cell shown in Figure 1 was fabricated using a commercially 
available reagent bottle. As Figure 2 (b) shows, copper wires were connected to an 
upper portion of the electrodes with gold wires. In Figure 2 (b) the reference 
numeral 2 denotes copper wires, 7 denotes gold wires, and 8 denotes silver paste. 

As the electrolyte-holding section, the body portion of the reagent bottle was 
used; and as the substrate-plugging section, the altered cap of the reagent bottle was 
used. Putty was mounded up on the substrate-plugging section. 

The diameter of the reagent bottle was 23 mm. 
[Example 2: Fabrication of Electrodes with 20-|nm Gap] 

The electrodes used in the electrolytic molecular assembly growing method 
were formed on a glass plate. A glass plate of a size of 25 x 10 mm was prepared, 
and a mask was deposited on the glass plate. Thereafter, gold was vapor-deposited 
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on the masked glass substrate. Then, the mask was removed from the glass 
substrate. Thus, gold electrodes were formed on the glass substrate. The width of 
each electrode was 2 to 5 mm, the length of each electrode was 2.0 cm to 2.3 cm, and 
the gap between the electrodes was 20 |j.m. 
[Example 3: Fabrication of Nano-Gap Electrodes] 

The electrodes used in the electrolytic molecular assembly growing method 
were formed on a glass plate. A glass plate of a size of 25 x 10 mm was prepared, 
and platinum was vapor-deposited on the glass substrate. A mask having a rough 
shape of the electrodes was printed on an OHP sheet. A photoresist agent was 
spin-coated on the platinum-deposited glass substrate. Spin coating was performed 
for 60 seconds at a rotation speed of the spin coater of 3,000 rpm. The photoresist 
agent was dried at 1 10°C for 1 minute to form a coating film. The glass substrate 
coated with the photoresist agent was exposed using a mask aligner with a 
mercury-lamp light source through the mask. Developing was performed using a 
Microposit Developer MF319 (manufactured by Shipley Far East, Ltd.) for 60 
seconds. At that time, the portion not exposed was completely dissolved. The 
glass substrate was then cleaned with pure water. Thus, the rough shapes of the 
electrodes were formed. 

Further, the substrate on which the rough pattern of the electrodes had been 
formed was coated with an electron beam resist ZEP7000 (manufactured by ZEON 
corporation) of a thickness of 350 nm using a spin coater. Thereafter, the substrate 
was baked in the atmosphere at 180°C for 180 minutes. The substrate exhibited fair 
wetness and spreading to the electron beam resist. Electron beam drawing was 
performed on the electron beam resist-coated substrate. Specifically, the substrate 
was scanned along the graphic data consisting of a large number of dense thin lines 
using Gaussian circular electron beams having a diameter of 20 nm, an accelerating 
voltage of 30 kV and an electron beam intensity of 4 jiC cm" to perform electron 
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beam light exposure. After light exposure, the developing process of the electron 
beam resist was performed using ZED500 (manufactured by ZEON corporation). 
Thus, the electrodes were formed. 
[Example 1-1] 

To the electrolyte holding section, 5 mg of TPP [Co(Pc)(CN) 2 ] and 14 ml of 
acetonitrile were added and dissolved to form a saturated electrolyte containing 
insoluble substances. The electrode substrate was plugged in the substrate plugging 
section, and the electrode substrate was fixed in place using putty. Gold wires were 
placed between the upper portions of the electrodes and the copper wires of the 
electrolytic cell, and fixed with silver paste. After connecting the substrate holding 
section to the electrolyte holding section, a digital multi-meter was connected to the 
copper wires. A voltage of 2.0 V was applied to the electrodes, and allowed to 
stand for one day. The temperature of the electrolyte was 23 °C. 

The molecular assembly thus obtained was columnar with a length of 50 jam 
to 300 |im and a width of 5 jxm to 30 \xm. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 9. 
[Example 1-2] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the electrolyzing time was 100 minutes. 

The molecular assembly thus obtained was plate-like with a length of 10 \im 
to 20 jam and a width of 1 [im to 5 ^im. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 10. 
[Example 1-3] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that a voltage of 1 .0 V was applied for one day, and a voltage of 1 .5 V was 
further applied for one day. 
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The molecular assembly thus obtained was block-like with a length of 6 jam 
to 10 |im and a width of 2 |im to 5 ^im. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 11. 
[Example 1-4] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the electrolyzing time was 193 minutes. 

The molecular assembly thus obtained was columnar with a length of 10 |im 
to 50 |im and a width of 500 nm to 8 |am. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 12. 
[Example 1-5] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the applied voltage was 2.5 V and the electrolyzing time was 193 
minutes. 

The molecular assembly thus obtained was columnar with a length of 10 jam 
to 50 ^im and a width of 500 nm to 8 |am. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 13. 
[Example 1-6] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the applied voltage was 2.5 V and the electrolyzing time was 33 minutes. 

The molecular assembly thus obtained was needle-like with a length of 10 ^m 
to 50 |am and a width of 100 nm to 200 nm. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 14. 
[Example 1-7] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the applied voltage was 2.5 V and the electrolyzing time was 26 minutes. 
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The molecular assembly thus obtained was bent wire-like with a length of 2 
jim to 10 urn and a width of 200 nm to 300 nm. The SEM photograph of thus 
obtained molecular assembly is shown in Figure 15. 
[Example 1-8] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the applied voltage was 2.5 V and the electrolyzing time was 26 minutes. 

The molecular assembly thus obtained was needle-like with a length of 10 jam 
to 30 jam and a width of 100 nm to 300 nm. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 16. 
[Example 1-9] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that the applied voltage was 2.5 V and the electrolyzing time was 4 minutes. 

The molecular assembly thus obtained was needle-like with a length of 5 [im 
to 30 jim and a width of 300 nm to 3 jim. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 17. 
[Example 2-1] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that nano-gap electrodes formed by electron beam lithography were used as 
the substrate (Figures 3a and 4c), the applied voltage was 2.5 V and the electrolyzing 
time was 339 minutes. 

The molecular assembly thus obtained was block-like with a length of 1 yim 
to 10 jiim and a width of 500 nm to 3 Jim. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 18. 
[Example 3-1] 

A molecular assembly was formed in the same manner as in Example 1-1 
except that an alternate current (amplitude: 3.0 V, frequency: 2.0 Hz, square waves) 
was used, and the electrolyzing time was 10 seconds. 
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The molecular assembly thus obtained was needle-like with a length of 30 |im 
to 50 \im and a width of 500 nm to 1 jam. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 19. 
[Example 3-2] 

A molecular assembly was formed in the same manner as in Example 3-1 
except that an alternate current (amplitude: 2.5 V, frequency: 0.1 Hz, sinusoidal 
waves) was used, and the electrolyzing time was 4 minutes; and then an alternate 
current (amplitude: 5.0 V, frequency: 0.1 Hz, sinusoidal waves) was used, and the 
electrolyzing time was 18 minutes. 

The molecular assembly thus obtained was block-like with a length of 1 |im 
to 3 jim and a width of 200 nm to 800 nm. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 20. 
[Example 3-3] 

A molecular assembly was formed in the same manner as in Example 3-1 
except that an alternate current (amplitude: 5.0 V, frequency: 0.5 Hz, square waves) 
was used, and the electrolyzing time was 20 minutes. 

The molecular assembly thus obtained was needle-like bundle with a length of 
500 nm to 10 (am and a width of 50 nm to 1 jam. The SEM photograph of thus 
obtained molecular assembly is shown in Figure 21. 
[Example 3-4] 

A molecular assembly was formed in the same manner as in Example 3-1 
except that an alternate current (amplitude: 5.0 V, frequency: 0.2 Hz, square waves) 
was used, and the electrolyzing time was 23 minutes. 

The molecular assembly thus obtained was needle-like bundle with a length of 
1 jam to 3 jam and a width of 100 nm to 500 nm. The SEM photograph of thus 
obtained molecular assembly is shown in Figure 22. 
[Example 3-5] 
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A molecular assembly was formed in the same manner as in Example 3-1 
except that an alternate current (amplitude: 5.0 V, frequency: 0.1 Hz, square waves) 
was used, and the electrolyzing time was 5 minutes. 

The molecular assembly thus obtained was needle-like with a length of 10 |im 
to 20 |im and a width of 1 jam to 2 |nm. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 23. 
[Example 4-1] 

The electrode substrate was plugged in the substrate plugging section, and the 
electrode substrate was fixed in place using putty. Gold wires were placed between 
the upper portions of the electrodes and the copper wires of the electrolytic cell, and 
fixed with silver paste (Figure 2 (b)). One drop of an acetonitrile saturated solution 
of TPP • [Co(Pc)(CN)2] was placed on the substrate using a Pasteur pipette so as to 
cover both electrodes. After connecting the substrate holding section to the 
electrolyte holding section, a digital multi-meter was connected to the copper wires. 
An alternate current (amplitude: 3.0 V, frequency: 2.0 Hz, square waves) was 
supplied to the electrodes, and allowed to stand for 10 seconds. The temperature of 
the electrolyte was 23°C. 

The molecular assembly thus obtained was needle-like with a length of 1 0 (am 
to 50 |nm and a width of 200 nm to 1 ^im. The SEM photograph of thus obtained 
molecular assembly is shown in Figure 24. 

Industrial Applicability 

According to the present invention, a molecular assembly of a minute 
conductive compound can be controlled and fabricated at a molecular level 
(nano-level). 

According to the method of fabricating an electrolytic apparatus and a 
molecular assembly, a minute needle crystal and nano-wire controlled at a nano-level 
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order can be formed. Since the electrolytic apparatus can be fabricated without 
using vacuum, the costs can be drastically reduced. According to the present 
invention, since molecules coagulate spontaneously by means of charge-transfer 
interaction to make a self-assembly, a molecular assembly and a nano-wire can be 
formed without introducing an interactive functional group into the molecule. 

Also according to the present invention, since the molecular assembly is 
grown in a system other than vacuum, such as in a solution, the situation wherein the 
properties of the molecular assembly change when vacuum is broken can be avoided. 

Since the structure of the molecular assembly of the present invention is 
controlled at a molecular level, applications to various devices are expected. 

If the molecular assembly of the present invention is a molecular assembly of 
an organic conductor, it can be applied to an antistatic agent, an electron gun, or a 
circuit element. 

For example, if molecules having SOMO are present, the molecular assembly 
of the present invention becomes a partially oxidized state, and has a high 
conductivity unlike conventional minute molecular assemblies (nano-wires etc.). 
Therefore, the molecular assembly of the present invention can be used as the 
molecular wiring for LSIs or the like. An FET element can also be fabricated using 
the molecular assembly of the present invention itself. By replacing other 
functional molecules with a part of the component of the minute molecular assembly 
of the present invention, the conductivity can be controlled, or a magnetic function, 
photoconductivity and a memory function can be imparted. 

In addition, by using only one or two molecules for the connection of 
electronic circuits to fabricate a connected device, a functional element at a 
molecular level, such as a monatomic tunnel element and a monatomic transistor can 
be fabricated. 
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Furthermore, according to the present invention, an electronic circuit having a 
desired function can be easily and conveniently fabricated at a molecular level, and 
the function can also be easily controlled. 



